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® Piezoelectric ceramic composition for actuators. 

© A piezoelectric ceramic composition for actuators, composed of lead, lanthanum, zirconium, titanium, 
magnesium, zinc, niobium, manganese, chromium and oxygen atoms, which contains manganese in an amount 
of at most 1.5% by weight as calculated as MN 2 0 and chromium in an amount of at most 0.5% by weight as 
calculated as Cr2 0 3 , relative to a main component composition of the formula (I): 



Pb ( i. x ,La K [(1-2)(Zr y Ti 0 . y) ) + z{Mg q Zn (1 ^ ) ) 1/3 Nb 2 ^}] {1 . x/ 4,03 
wherein 0<x<0.07, 0.40<y<0.65, OSqSL and 0<z^0.40. 
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The present invention relates to a piezoelectric ceramic composition for actuators. More particularly, it 
relates to a piezoelectric ceramic composition for actuators, which is useful as a material for piezoelectric 
actuators particularly suitable for operation at a high frequency of a level of a few kHz to 100 kHz, among a 
wide range of applications of piezoelectric actuators, as will be~descrtbed hereinafter. 
5 Actuators are designed to employ a piezoelectric reverse effect, i.e. an action to convert an electrical 

energy to a mechanical energy, to perform a fine displacement of a micron or submicron order by 
application of a voltage. They have been developed rapidly in recent years for application to e.g. precise 
control of a sound for e.g. a buzzer, or of a flow rate for e.g. a pump or a valve, precise positioning for e.g. 
a stepper or an apparatus for the production of semiconductors, and an ultrasonic motor which has attracted 
jo an attention as a small size motor of next generation. 

Heretofore, as a piezoelectric material for actuators, a lead zirconate titanate ceramic composition (PZT) 
has been known as having excellent piezoelectric characteristics, and various improvements have been 
made thereon depending upon its particular applications. 

For example, improvements of the characteristics of the PZT type piezoelectric material for actuators 
;s have been made by e.g. a method of substituting a part of the lead zirconate titanate by e.g. Ba 2 \ Sr 2 * or 
Ca 2 *, a method of preparing a solid solution with a composite perovskite such as Pb(COi/3, Ta^jOa or Pb- 
(Ni 1/3 , Nb2/3)03, or a method of adding an oxide such as WOs, Fe2C>3 or NiO. 

When a piezoelectric actuator device is operated at a resonant frequency of a level of a few kHz to 100 
kHz as in the case of an ultrasonic motor developed in recent years, the piezoelectric material is required to 
20 have a high mechanical quality coefficient (for example, Qm£1,000) to have a large vibrational amplitude in 
a resonance state and to control heat generation. 

However, when conventional high piezoelectric strain constant material (so-called soft material) for 
actuators is employed, the mechanical quality coefficient (Qm) is low at a level of a few tens to hundred, 
and a loss at the resonance point is vigorous, whereby the input energy can not effectively be converted to 
25 a mechanical energy, and consequently there have been problems such that the displacement tends to be 
small and heat generation tends to be vigorous. Further, the soft high piezoelectric strain constant material 
usually has a low Curie's temperature (Tc) at a level of from 100 to 150*C, and the heat generation tends 
to reach the Curie's point, whereby there will be a problem that depolarization takes place, or no 
displacement takes place. 

30 Also, in a case where a piezoelectric actuator device is operated at a high frequency of a level of a few 
kHz to a few tens kHz in a non-resonance state, the above-mentioned soft material has a large dielectric 
constant (e3 3T/eo) and a large dielectric loss (tan 5) (for example, €3 3T/ € o * 5,000, and tan 5 = 2 to 4%), 
whereby heat generation is vigorous, depolarization takes place for the above-mentioned reason, and the 
desired displacement tends to be hardly obtainable. 

35 On the other hand, a so-called hard material having a high Curie's temperature (for example, 
Tc>300°C) is employed, the dielectric constant (e33T/€ 0 ) and the dielectric loss (tan 5) become small, (for 
example €33T/€o * 500 to 1,000, and tan 5 » 0.1 to 1%), but the piezoelectric strain constant decreases 
substantially, for example, the lateral piezoelectric strain constant (d3i) decreases to a level of 50 x 10" 12 
m/v, whereby in order to obtain a desired displacement, a high voltage will be required, and an expensive 

40 amplifier is required for operation at a high voltage and high frequency. 

As described in the foregoing, when a piezoelectric actuator is operated at a high frequency of a level 
of a few kHz to hundred kHz, it is desired to develop a material having excellent characteristics such that 
the piezoelectric strain constant is large, for example, the lateral mode piezoelectric strain constant (d3i) is 
at least 100 x 10~ 12 m/v, the dielectric constant <€33T/e 0 ) and the dielectric loss (tan 6) are small, for 

45 example, €33T4o * 1,000 to 3,000, and tan 5 » 0.1 to 1%, and the mechanical quality coefficient (Qm) is 
high, for example, Qm is at least 1 ,000. 

The present invention has been accomplished under these circumstances. It is an object of the present 
invention to provide a piezoelectric ceramic composition for actuators, which is very useful as a piezoelec- 
tric actuator material suitable for operation at a high frequency of a level of a few kHz to hundred kHz and 

so which has a high piezoelectric strain constant, a low dielectric constant, a low dielectric loss and a high 
mechanical quality coefficient. 

Thus, the present invention provides a piezoelectric ceramic composition for actuators, composed of 
lead, lanthanum, zirconium, titanium, magnesium, zinc, niobium, manganese, chromium and oxygen atoms, 
which contains manganese in an amount of at most 1.5% by weight as calculated as Mn02 and chromium 

55 in an amount of at most 0.5% by weight as calculated as Cr 2 03. relative to a main component composition 
of the formula (I): 

Pb (l . x) La x [(1-z)(Zr y Ti (1 . y) ) + z{Mg q Zn (1 ^ ) ) 1/3 Nb 2 ^}] (1 . x/ 4)03 (I) 



2 



EP 0 476 703 A1 



50 



55 



wherein 0<xS0.07, 0.40SyS0.65, OSqSI. and 0<zS0.40. 

a J^T' Pr ! S t nt inVent ° rS h3Ve conducted detailed ^ies to accomplish the above object and as 
a result have-found that * c 0mpositjon _ havjng ^ 

5 low d,e ectnc constant, a low dielectric loss and a high mechanica. quality coefficient at "f^rneTr^! 
present invention has been accomplished on the basis of this discovery The 
Now, the present invention will be described in detail with reference to the preferred embodiments 
In the following description, the amount of manganese as calculated as Mn0 2 and the amount of 

,o reZTZ I 5 "" %t 35 Cr2 ° 3 ' re ' atiVe t0 the m3in C ° mp0nent —Potion of the formuL (0 w" be 
w referred to s,mply as "the amount of Mn0 2 " and "the amount of Cr,0 3 " respectively 

f^L P ' eZ0 TT' C CeramiC com P° sition for actuators of the present invention has a high Curie's 
temperature, a high piezoelectric strain constant and a high mechanica. quality coefficient 

With the composition of the present invention, the larger the amount of Mn0 2 , the larger the mechanical 
quality coeff.c.ent (Qm). provided that the rest of the composition is constan The Smwsito^S 

,s b p 0 :r<;e vention can be c,assi,ied into ^ groups with ,he ™«« ° f m ^ <* «% * ^ x 

h„ Na T/ y 'J n 3 C3Se Wh6re am ° Unt ° f Mn ° 2 is at least 0 3% ^ wei 9"t. Preferably from 0 4 to 1 2% 

SmTZE ;^°?r ,t,0n ° f PreSent inVenti ° n 6XhibitS 3 Very ,ar ^ -echanical^uality coefficfen; 
Qm), and a loss at the resonance point is small. Accordingly, such a composition is suitable as a material 
20 for operation at a high frequency utilizing resonance material 

Q0 5 V h 0^T f b T n ^l aC t aSe Whe -!. the 3m0Unt ° f Mn ° 2 ' S ,6SS than °" 3% by wei 9 ht ' P' efera bly from 
0.05 to 0 25/O by weight, .t is poss.ble to obtain a ceramic composition having a large lateral mode 

SSc^qTi. r^V" 30 o nd „ a ^ Sma " die ' eCtriC ,0SS (ta " 5) a «nough 9 the me'chanS qualSy 
coefficient (Qm) is not so large. Such a composition is suitable as a material for operation at a hie* 
?s frequency to be used in a non-resonance state. uperdi.on ai a nigh 

PuriTillmn'r T Tf" ° f the PreSent inventi ° n ' the content of 'anthanum is influential over the 
Curies temperature. Namely, the smaller the amount of lanthanum, the higher the Curie's temperature 
Here the amount of lanthanum is preferably in such an amount that x in the formula (I) is at moTo 05 The 
Cune s temperature ,s an index for the limit of high temperature use. The limit for the high temperature use 

rZZorTT 9 T" PartiCU ' ar PUrP ° Se ° f the P*«*cwc ceramic compoJLn^SiT 
Therefore, t can not necessaniy be said that the higher the Curie's temperature, the better. However it is of 
course preferred that the Curie's temperature is high so long as other physical properties a^ the same 
Inversely the phys.cal properties of piezoelectric ceramic compositions for actuators shouW be compared 
among those showing the Curie's temperature suitable for the particular purpose compared 
s Now, preferred embodiments of the present invention will be described 

The ceramic composition of the present invention has a high Curie's temperature, a high piezoelectric 

I 3 T T haniCa ' qU3,ity C ° effiCient Particu,a "V those havi "9 the follotng cCosi! 
®. abOV8 f ° rmU,a (0 h3Ve 3 Curie ' s tem P^ature (Tc) of at least 250 -C. a lateral mode 

, i!£T. . T< °Z Stant (d3 ' ) 6XCeeding 100 * 1 °" 2 m/v and a mechanical quality coefficient ^Qm) as 

! 9 1 ? ^ thUS> th6y 3re Suitab,e as materia,s for ni 9h frequency operation utilizing 

resonance, such as a ultrasonic motor. 9 

S/^L 0 m 0 l^ = °* 50 : Z = °' 10 ' Q = °' 7 ' the am ° Unt 0f Mn02 = 05 the of Cr 2 0 3 = 0.1 

wt% (Example 1 given hereinafter) 

rfo '-^'JLT^' 50 ' 2 , = o °- 10 ' q = 1 -0- 0-5 or 0.0, the amount of M n02 = 0.5 wt%. the amount of 
Cr 2 0 3 - 0.1 wt% (Examples 2, 3 and 4 given hereinafter) 

® X ,Z ° 03 ; y c = . 0 - 50 ' 2 = °- 10 ' <» = 0 - 5 - tn e amount of MnOa = 0.5 wt%, the amount of Cr 2 0 3 = 0.3 
wt% (Example 5 given hereinafter) 

®JZ °'° 4 ; y „ = °' 52, 2 = 01 °' q = 0J ' the amount of Mn0 2 = 0.5 wt%. the amount of Cr 2 0 3 = 0 1 
wt% (Example 6 given hereinafter) 

n^ FU !°T,' th °o!^ ha yJ n9 the fo,lowin 9 compositions © to © in the formula (I) have a Curie's temperature 
low ? ! 200 -C and a lateral mode piezoelectric strain constant (d 3 i) exceeding 200 x 10~» m/v 
and thus, hey are particularly preferred. With a conventional composition having a lateral piezoelectric 
strain constant (d 31 ) exceeding 200 x io~« m/v. the dielectric loss (tan 5) is usually as large as from 2 to 
3/o (see Comparative Examples 5 to 7 given hereinafter). Whereas, with the products of the present 
inventor . (see Examples 9, 10 and 11 given hereinafter), the dielectric loss (tan 5) is as low as from 0 3 to 
0.5 which is from 1/4 to 1/10 of the dielectric loss of the conventional products, and thus they are suitable 
as materials for actuators for high frequency operation. 

© x = 0.02, y = 0.48. z = 0.28, q = 0.7, the amount of Mn0 2 = 0.15 wt%, the amount of Cr 2 Q 3 = 



3 



EP 0 476 703 A1 



0.1 wt% (Example 9 given hereinafter) 

® x = 0.03, y = 0.50, z = 0.16, q = 0.15, the amount of Mn02 = 0.15 wt%, the amount of Cr 2 0s = 
0.1 wt% (Example 10 given hereinafter) 

(?) x = 0.04 ; - -y- = 0,52- z = 0,1 6,-q = 0.5 -the amount-of -Mn02 ~ 0.15 wt%, the amount of Cr 2 0s = 
5 0.1 wt% (Example 11 given hereinafter) 

If x in the formula (!) exceeds 0.07, the Curie's temperature (Tc) will be at most 150*C, whereby the 
upper limit of the operational temperature of the device will be at a level of from 60 to 70* C, and thus such 
a material is not practically useful. Besides, the lateral mode piezoelectric strain constant (d3i) is as small 
as not detectable by a resonance-antiresonance method, and thus it is not suitable as a material for 
10 actuators (Comparative Example 8 given hereinafter). 

If z in the formula (I) is at least 0.40 (Comparative Example 1 given hereinafter), a pyrochlore phase 
tends to be present in a sintered body in addition to the perovskite phase, whereby the lateral mode 
piezoelectric constant (d 3 i) tends to be low, such being undesirable. Further, if the amount of Mn02 
exceeds 1.5% by weight, (Comparative Example 2 given hereinafter), abnormal grain growth tends to occur 
15 during the sintering, and the density of the sintered product tends to be low, and dielectric breakdown is 
likely to result during the polarization, such being undesirable. Accordingly, the amount of Mn02 is adjusted 
to be at most 1.5% by weight, preferably from 0.05 to 1.2% by weight. 

When Cr 2 03 was not added (Comparative Example 3 given hereinafter), the lateral mode piezoelectric 
strain constant (d 3 i) and the mechanical quality coefficient (Qm) are small, and when the amount of Cr 2 03 
20 exceeds 0.5% by weight (Comparative Example 4 given hereinafter), no effect of the addition of chromium 
is observed in the lateral mode piezoelectric strain constant (dsi) and in the mechanical quality coefficient 
(Qm). This is apparent from the comparison with Examples 3 and 5 wherein the proportions of x t y t z and q 
and the amount of Mn0 2 are the same. Thus, the amount of Cr 2 03 should be usually at most 0.5% by 
weight, preferably from 0.002 to 0.5% by weight. 
25 The ceramic composition of the present invention may be prepared, for example, by weighing oxide 
starting materials of the respective constituting elements to obtain a prescribed blend composition, then 
mixing them in a wet system by e.g. a ball mill, calcining the mixture, followed by pulverization, and 
sintering the obtained powder at a temperature of from 1 ,100 to 1 ,300 * C. 

Now, the present invention will be described in further detail with reference to Examples and 
30 Comparative Examples. However, it should be understood that the present invention is by no means 
restricted by such specific Examples. 

EXAMPLES 1 TO 13 AND COMPARATIVE EXAMPLES 1 TO 8 

35 PbO, La 2 03, TiO, Zr02, MgO, ZnO, NbaOs, Mn02 and Cr 2 03, high purity oxide starting materials 
having a purity of at least 99.9%, were weighed in prescribed proportions and subjected to wet-system 
mixing for 24 hours by means of a ball mill. The mixture was dried, molded and calcined at 900 *C for two 
hours. Then, it was pulverized in a mortar and again pulverized in a wet-system for 24 hours by a ball mill. 
The obtained powder was hydrostatically press-molded by a rubber press method and then sintered at 

40 1,200* C in a lead atmosphere. Then, the obtained sintered body was processed into a disk and a rod by a 
slicing machine. Then, an Ag paste was screen-printed and subjected to electrode baking at 550 *C. 
Polarization treatment was conducted in a silicon oil of a temperature of from 80 to 120* C under an 
electrical field intensity of from 2.0 to 4.0 kV/mm for from 5 to 20 minutes. Upon expiration of one day, 
various piezoelectric physical properties such as the dielectric constant at 1 kHz (633T/C0), the dielectric loss 

45 at 1 kHz (tan 5), the mechanical quality coefficient (Qm), the lateral mode electromechanical coupling 
coefficient (Kst) and the lateral mode piezoelectric strain constant (d3i), were measured by a resonance- 
antiresonance method by means of a vector impedance analyzer. Further, the temperature characteristic of 
the relative permittivity was measured, and from the maximum of the relative permittivity, the Curie's 
temperature (Tc) was obtained. The results are shown in Tables 1 to 3. 
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As described in the foregoing, the piezoelectric ceramic composition for actuators accordinn t« hh, 

55 srssr ztj a trr ~ ai coupiin9 coeffic,ent a hi9h pie « ssjir: 

El™*™ *1 T , d,electr,c toss, a high mechanical quality coefficient and a high Curie's 
temperature simultaneously, and it can be used effectively as various piezoelectric materiafs Xiculal 

orooe'r, f TT, C ° mpOSition f ° r «*>*»»• according to the present invJT3t7S!2S 
propert.es as a matenal for piezoetectric actuators to be operated at a high frequency of a L k Hz t o 
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hundred kHz. and it is very useful for industrial applications. 
Claims 



5 1. A piezoelectric ceramic composition for actuators, composed of lead, lanthanum, zirconium, titanium, 
magnesium, zinc, niobium, manganese, chromium and oxygen atoms, which contains manganese in an 
amount of at most 1.5% by weight as calculated as Mn 2 0 and chromium in an amount of at most 0.5% 
by weight as calculated as Cr 2 0 3 , relative to a main component composition of the formula (I): 

io Pb 0o0 La x [(l -z)(Zr y Ti (1 . y) ) + z{Mg q Zn 0 ^ ) ) 1 /3Nb^ 3 }] 0 -x/4)03 (I) 

wherein 0<xS0.07, 0.40£y£0.65, 0£q£1, and 0<z^0.40. 

2. The piezoelectric ceramic composition for actuators according to Claim 1, wherein manganese is 
75 contained in an amount of at least 0.3% by weight as calculated as Mn0 2 . 

3. The piezoelectric ceramic composition for actuators according to Claim 2, wherein manganese is 
contained in an amount of from 0.4 to 1.2% by weight as calculated as Mn0 2 . 

20 4. The piezoelectric ceramic composition for actuators according to Claim 2, wherein chromium is 
contained in an amount of at least 0.002% by weight as calculated as Cr 2 0 3 . 

5. The piezoelectric ceramic composition for actuators according to Claim 2, wherein x in the formula (I) is 
at most 0.05. 

25 

6. The piezoelectric ceramic composition for actuators according to Claim 1, wherein manganese is 
contained in an amount of less than 0.3% by weight as calculated as Mn0 2 . 

7. The piezoelectric ceramic composition for actuators according to Claim 6, wherein manganese is 
30 contained in an amount of from 0.05 to 0.25% by weight as calculated as Mn0 2 . 

a The piezoelectric ceramic composition for actuators according to Claim 6, wherein chromium i; 
contained in an amount of at least 0.002% by weight as calculated as Cr 2 03. 

35 9. The piezoelectric ceramic composition for actuators, according to Claim 6, wherein x in the formula (I 
is at most 0.05. 
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